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General Information
Unless otherwise noted, all experiments were carried out under an atmosphere of nitrogen using standard Schlenk techniques or in a nitrogen-filled glovebox. 1 Chemical shifts () are given in ppm and are referenced to residual solvent peaks. All organic solvents were used as received. 1-Ethoxy-2-methylpropene was prepared according to the literature report. 1 All other chemicals were used as received from Aldrich or Acros without further purification.
General procedure for the Heck arylation of vinyl ethers
A stock solution of 0.1 mol% (1 mmol, 2.2 mg) palladium acetate together with 0.2 mol% dppp (2 mmol, 8.2 mg) was prepared in 10 mL degassed ethylene glycol, which was used as the mother solution to which subsequent dilutions were made. To ensure the mixture was homogeneous, the solution was left stirring under nitrogen at 60 o C for 12 h. The solution turned deep orange, with no sign of residue indicating that the Pd/dppp was dissolved homogeneously. To make a 1 x 10 -2 mol% stock solution, 1 mL was taken from this mother solution and added (under nitrogen) to 9 mL of degassed ethylene glycol. This procedure was followed to make more dilution solutions when necessary.
An oven-dried, two necked round-bottom flask containing a stirrer bar was charged with an aryl halide (1.0 mmol), Pd-dppp stock solution (2.0 mL) under nitrogen atmosphere at room temperature. After degassing three times, NEt 3 (2.0 mmol) was injected. The vinyl ether (2.0 mmol) was added after 2-4 minutes of pre-mixing at 145 o C in an oil bath. After an appropriate reaction time, the flask was removed from the oil bath and cooled to room temperature. For products requiring acid hydrolysis, aqueous HCl (5%, 5 mL) was added and following stirring for 0.5-3 h, CH 2 Cl 2 (2.0 mL) was added. After separation of the CH 2 Cl 2 phase, the aqueous layer was 135.8, 134.4, 133.4, 130.5, 129.1, 128.8, 128.5, 126.8, 126.4, 124.7, 30.4 195.6, 138.0, 137.2, 137.0, 134.1, 132.8, 131.7, 129.9, 129.5, 128.7, 128.5, 26.6 3, 139.4, 129.9, 121.5, 120.0, 112.8, 55.8, 27 .0; IR (neat, 7, 134.6, 133.4, 131.6, 128.5, 128.4, 127.4, 127.3, 126.8, 125.7, 122.9, 30.8, 7.4 195.9, 138.0, 137.1, 137.0, 134.0, 132.9, 131.5, 130.0, 129.4, 128.7, 128.5, 32.0, 8.1; IR (neat, 1, 153.1, 142.6, 132.5, 105.7, 60.9, 56.3, 40.2, 17.9, 13.9; IR (neat, 9, 137.5, 133.3, 129.0, 128.5, 40.9, 18.2, 14.3; IR (neat, 6, 135.6, 134.7, 134.0, 132.5, 130.4, 129.6, 129.5, 128.7, 128.6, 128.5, 127.8, 126.9, 126.8, 124.3, 45.6 196.4, 153.0, 142.6, 134.9, 131.7, 129.3, 128.8, 126.9, 106.2, 60.9, 56.2, 45.6 197.4, 197.1, 140.2, 139.7, 134.0, 129.4, 128.8, 128.5, 128.1, 127.1, 45.9, Supplementary Material (ESI) 5, 134.0, 129.9, 128.6, 128.4, 127.6, 125.7, 112.8, 54.4, 44 197.5, 140.0, 139.6, 128.5, 128.4, 35.9, 26.8, 18.9 
2-Methyl-2-(naphthalen-1-yl)-1,3-dioxolane (3eb).
